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Abstract: Owing to its exciting physicochemical properties and doping–dedoping chemistry,
polyaniline (PANI) has emerged as a potential adsorbent for removal of dyes and heavy metals
from aqueous solution. Herein, we report on the synthesis of PANI composites with magnetic oxide
(Fe3O4) for efficient removal of Basic Blue 3 (BB3) dye from aqueous solution. PANI, Fe3O4, and their
composites were characterized with several techniques and subsequently applied for adsorption
of BB3. Effect of contact time, initial concentration of dye, pH, and ionic strength on adsorption
behavior were systematically investigated. The data obtained were fitted into Langmuir, Frundlich,
Dubbanin-Rudiskavich (D-R), and Tempkin adsorption isotherm models for evaluation of adsorption
parameters. Langmuir isotherm fits closely to the adsorption data with R2 values of 0.9788, 0.9849,
and 0.9985 for Fe3O4, PANI, and PANI/Fe3O4 composites, respectively. The maximum amount
of dye adsorbed was 7.474, 47.977, and 78.13 mg/g for Fe3O4, PANI, and PANI/Fe3O4 composites,
respectively. The enhanced adsorption capability of the composites is attributed to increase in surface
area and pore volume of the hybrid materials. The adsorption followed pseudo second order kinetics
with R2 values of 0.873, 0.979, and 0.999 for Fe3O4, PANI, and PANI/Fe3O4 composites, respectively.
The activation energy, enthalpy, Gibbs free energy changes, and entropy changes were found to
be 11.14, −32.84, −04.05, and −0.095 kJ/mol for Fe3O4, 11.97, −62.93, −07.78, and −0.18 kJ/mol for
PANI and 09.94, −74.26, −10.63, and −0.210 kJ/mol for PANI/Fe3O4 respectively, which indicate the
spontaneous and exothermic nature of the adsorption process.
Keywords: Basic Blue 3 dye (BB3), polyaniline/Fe3O4 composite; Freundlich; Langmuir; Tempkin
and Dubbanin-Radushkavitch adsorption isotherm
1. Introduction
The use of organic synthetic dyes has increased dramatically and uncontrollably in last few decades.
Different types of dyes are frequently employed in plastics, paper, cosmetics, leather, and textile
industries for coloring purposes [1–3]. These dyes are released in water as eﬄuents, which are of
low biological oxygen demand (BOD) and high chemical oxygen demand (COD) [4]. Some of these
dyes, such as azo-dyes, are toxic and carcinogenic in nature. Their addition into nearby streams and
rivers contaminates water and greatly upsets the biological activities of aquatic life [5,6]. It is highly
desirable to explore efficient technologies for remediation and separation of these potential pollutants
from eﬄuents.
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Various protocols and techniques, such as reverse osmosis, precipitation, coagulation, membrane
filtration, chemical oxidation, electrochemical methods, ion exchange, and adsorption are used to
remove these dyes and other hazardous materials from polluted water [7,8]. However, adsorption is
the most frequently used technique to remove dyes from water, because this technique, in addition to
easiness and low cost, causes low generation of residues and the adsorbent used may be regenerated
and reused [9–11]. Several adsorbents, such as rice husk, sawdust, activated carbon, orange peel,
and chitosan, have been used to remove dyes from aqueous environment [12–15]. However, the major
drawback of the use of these materials is that they must be activated either physically or chemically
before use. Physically these adsorbents are usually activated at very high temperature, which needs
high energy. After removal of dyes, desorption must be carried out to regenerate the adsorbent,
which is sometimes complicated and mostly generates secondary pollutants [16], while if thrown
without treatment, they will cause water pollution. These complications make the use of these materials
very expensive and time consuming, and threatening to the environment. Although activated carbon
has been known as the most efficient adsorbent owing to its high specific surface area, its use is
also restricted due to the non-selectivity and regeneration issues. Therefore, there is a need for the
development of an environment-friendly material that is easy to regenerate [17].
In recent years, some conducting polymers, such as polyaniline, polythiophene, polypyrrole,
and their composites with other materials have attracted much interest because of their conducting
behavior and fascinating physicochemical properties. Such materials have been successfully applied in
solar cells, fuel cells, sensors, super-capacitors, and for corrosion protection in organic coating [18–20].
Polypyrrole/TiO2, polypyrrole/graphene oxide/Fe3O4, and polyaniline/magnetite have also been applied
as adsorbents to remove dyes and heavy metals from aqueous environments [21–23]. Polyaniline,
which exists in various oxidation states, is environmentally stable and a good conducting material with
excellent electrochemical properties and can be easily prepared with less cost [24–26]. PANI and its
composites with other materials, such as TiO2, MnO2, Fe2O3, SeO2, SiO2, Ag, Cd, and Zn, have been
applied in sensors, biosensors, rechargeable batteries, fuel cells, and solar cells [27–31]. Some of
these composites have also been used as adsorbents to remove heavy metals and dyes from aqueous
environments [32,33]. Janaki et al. [34] removed Coomassie brilliant blue, congo red, and methylene
blue from aqueous solution using polyanilline/chitosan composites. Sultana et al. [35] synthesized
copper ferrite nanoparticles doped polyanilline for removal of direct yellow-27 from aqueous solution.
Ayad and Al-Naser [1] applied polyanilline nanotube base as an adsorbent to remove methylene blue
from an aqueous environment.
Magnetic materials such as Fe3O4 have attracted special attraction from scientists because of
their numerous applications, such as in drug delivery systems [36], magnetic resonance imaging
(MRI) [37,38], efficient hyperthermia for removal of cancer [39], clinical diagnosis [40], and removal
of heavy metals form aqueous solution [41,42]. Fe3O4 can be prepared by a number of methods,
including hydrothermal method [43], chemical co-precipitation method [44], sol-gel [45], gas phase [46],
liquid phase [47], and micro emulsion methods [48]. Polyaniline/magnetite(Fe3O4) composites have
the advantage of being stable at high temperatures and can be synthesized easily from low cost
materials, which make them superior over the other existing natural/synthetic and biodegradable
polymers for the adsorption of dyes. They can be regenerated easily after adsorption and due to
their conductive nature, electrochemical study of these materials after adsorption can be carried out.
Several reports are available on the use of PANI/iron-oxide-based materials as adsorbents for dyes;
a comparison of adsorption properties of these materials with the present work is made in Table S1 of
Supplementary Information.
The present study is aimed at investigating the adsorption capacity of Fe3O4 and PANI by
synthesizing PANI/Fe3O4 composites for the removal of Basic blue 3 dye from aqueous solution.
For comparison, PANI and Fe3O4 were also synthesized and tested for dye removal efficiency. Chemical
co-precipitation protocol was adopted for the preparation of Fe3O4 in basic medium in the temperature
range of 85–90 ◦C. PANI and PANI/Fe3O4 composites were synthesized by chemical oxidation method
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using FeCl3 as an oxidant. The synthesized Fe3O4, PANI and composites were characterized with
Fourier transforms infrared spectroscopy (FTIR), scanning electron microscopy (SEM), X-ray diffraction
(XRD), energy Dispersive X-Ray spectroscopy (EDX), and surface area measurements. Batch adsorption
experiments were carried out to study the effect of pH, initial concentration of dye, contact time, and
temperature on the adsorption phenomenon by using UV-Visible spectrophotometer. The resulted data
were fitted into Friundlich, Langmuir, Tempkin, and The Dubinin-Radushkevitch (D-R) adsorption
models. Kinetics and thermodynamic aspects of the adsorption of Basic blue 3 dye on these materials
were also investigated.
2. Experimental
2.1. Materials
Aniline (Across) was distilled before use under vacuum. Basic blue 3 dye, FeCl3·6H2O
(Sigma-Aldrich, St. Louis, MO, USA), FeSO4·7H2O (Merck, Kenilworth, NJ, USA), Na2SO4 (Panreac
Quimica SA, Barcelona, Spain), and Dodecyl benzene sulphonic acid, DBSA, (Across) were used as
received. All chemicals used were of analytical grade.
2.2. Synthesis of PANI
PANI was synthesized via chemical oxidation method by adding 0.3 mol (0.82 mL) aniline in
30 mL double distilled water. Then, 0.02 mol (0.25 mL) Do-decylbenzene sulphonic acid (DBSA)
prepared in 40 mL double distilled water was added as an emulsifying agent as well as a dopant.
Afterwards, 0.01 M FeCl3. 6H2O solution (30 mL) was added dropwise to this mixture as an oxidant.
The solution was stirred on a magnetic stirrer for about 12 h. Initially, the solution was a milky white
color, but after an hour the solution turned light green and then dark green after 3 hours. Finally,
the product was extensively washed with acetone and double distilled water till the filtrate became
clear and dried in an oven at 60 ◦C for 24 h.
2.3. Synthesis of Fe3O4
Chemical co-precipitation method was used to synthesize Fe3O4 by mixing FeCl3·6H2O and
FeSO4·7H2O in a molar ratio of 2:0.5. DBSA was used as the emulsifying agent. The reaction was
performed in basic medium (pH 10) in the temperature range of 85–90 ◦C. Then, 5 M ammonia solution
(60 mL) was added as precipitating agent, which turned the reaction mixture black. The mixture was
continuously stirred for about 2 h. Then, it was washed with plenty of distilled water and ethanol
until the filtrate became clear. The resulting black precipitate was dried in an oven at 80 ◦C for 10 h
and finally annealed in a furnace at 600 ◦C for 5 h [49]. The schematic representation of the process is
presented in Scheme 1.
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2.4. Synthesis of PANI/Fe3O4 Composites
Chemical oxidation method was used to synthesize PANI/Fe3O4 composites. First, 0.2 g Fe3O4
was mixed with 1.818 mL of aniline suspended in double distilled water (50 mL) and DBSA (0.5 mL).
The mixture was stirred for about 30 min and followed by addition of 0.15 M FeCl3·6H2O prepared
in 40 mL double distilled water as oxidizing agent. Initially the reaction mixture was milky white
due to DBSA but turned reddish brown after addition of Fe3O4 particles. When oxidant was added a
light green color appeared within 20 min, which changed into dark black after about 2 h. After 8 h
continuous stirring, the synthesized product was washed with acetone and plenty of double distilled
water. Finally, the clean precipitate was dried in an oven at 60 ◦C for 24 h. The schematic representation
of the process in provided in Scheme 2.
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2.4.1. Batch Adsorption Study for Removal of BB3 Dye
Basic blue 3 dye solution of desired concentrations ranging 0.01–110 (mg/L) were prepared in
20 mL volume by dilution method from the respective stock solution. To these solutions, Fe3O4 was
added and shacked in a shaker at a speed of 150 rpm for 90 min. These solutions were then filtered and
the concentration of dye was determined using a carry-50 UV-Visible spectrophotometer. The amount
of dye adsorbed was determined by using the following equation [50].
qe =
(C i−Ce)
m
×V (1)
where qe (mg/g) is the amount of dye adsorbed at equilibrium, Ci and Ce are the initial concentration
and the concentration of dye present at equilibrium, respectively, m (g) is the amount of adsorbent
added, and V (L) is the volume of solution. The effects of contact time, pH, initial concentration of
dye, temperature, and ionic strength on the adsorption process were studied. The data obtained were
used to calculate the kinetics and thermodynamic parameters. The same procedure was adopted for
studying adsorption of Basic blue 3 dye on PANI and PANI/Fe3O4 composites.
After adsorption of BB3 dye on PANI/Fe3O4 composite, it was collected in filter paper with plenty
of double distilled water to run out the adsorbed dye. After removal of BB3, the PANI/Fe3O4 composite
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was washed with 0.1 M HCl, to remove the remaining dye from the surface. In this way composites
were regenerated and could be reused
2.4.2. Characterization
The surface morphologies of Fe3O4, PANI, and PANI/Fe3O4 composites were studied with
scanning electron microscopy (SEM) using a JSM-6490 (JEOL, Tokyo, Japan) electron microscope.
FTIR spectra of the Fe3O4, PANI, and Fe3O4/PANI composites were recorded with IRAffinity-1S
Shimadzu Fourier Transform Infrared Spectrophotometer (Shimadzu, Tokyo, Japan) in the spectral
range of 400 to 4000 cm−1. X-ray diffraction (XRD) were recorded with by using Cu Kα radiations
(λ = 1.5405 Å) through JEOL JDX-3532 (JEOL, Tokyo, Japan). UV-Visible spectrophotometer (Perkin
Elmer, Buckinghamshire, UK) was used to find out the concentration of dye in the solution and to check
the amount of dye adsorbed on the composite. Energy-dispersive X-ray (EDX) spectrophotometer
model (Oxford, UK) Inca 200 was used for determination of elemental composition. BET surface areas
of PANI, Fe3O4, and composite before and after adsorption were determined in N2 atmosphere by
adsorption–desorption method with surface area analyzer model 2200 e Quanta Chrome (Boynton
Beach, FL, USA).
3. Results
3.1. Characterization
After synthesis, different techniques were used in order to know about the structural and
morphological features and to get insights into the formation of composites and their adsorption
properties. For comparison purposes, the same studies were carried out in parallel for Fe3O4 and
PANI alone.
3.1.1. SEM Study
The surface morphology of Fe3O4, PANI, and PANI/Fe3O4 composites were studied with scanning
electron microscopy. The SEM image (Figure 1a) shows that Fe3O4 consists of finite spherical shape
with average particle size of 0.25 µm, which tends to form aggregates. It is somewhat porous in texture
and becomes rough after adsorption of BB3 (Figure 1b). The adsorption of dye on the surface of Fe3O4
decreases its porosity, as reported elsewhere [51]. Shreepathi and Holze reported fibrous morphology
of PANI prepared in different concentrations of DBSA [52]. The SEM image of PANI synthesized in
this work shows cauliflower-like surface morphology, which after adsorption of dye changes into
clusters of small ball-like structures, shown in Figure 1c,d. The SEM image of PANI/Fe3O4 depicts
surface characteristics of both PANI and Fe3O4. Close observation of the composite morphology
indicates adherence of Fe3O4 particles on the surface of PANI. The average size of composite particles
was 0.28 µm. The development of magnetic micro and nanoparticle composites with PANI has been
reported to greatly enhance adsorption characteristics of the hybrid materials [53–56].
3.1.2. UV-Vis Spectroscopic Study
UV-Vis spectroscopy is widely used for studying optical properties of materials. UV-Visible spectra
of Fe3O4, PANI, and PANI/Fe3O4 composites were recorded in ethanol and chloroform. Figure 2A
shows the UV-Vis spectra of Fe3O4, PANI, and PANI/Fe3O4 composites before adsorption of BB3.
In Fe3O4 spectrum, the band at 441.9 is due to the surface plasmon resonance effect (SPR). The surface
plasmon resonance phenomenon occurs due to interactions between incident radiations and valence
electrons of the metal atom in Fe3O4 and causes the valence electron of the metal to oscillate with the
frequency of the electromagnetic source [57]. The other band at 570.7 nm arises due to the presence of
DBSA moieties in the synthesized magnetic oxide particles, as reported earlier [58].
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Figure 1. SEM images of Fe2O3, PANI, and PANI/Fe2O3 composites before (a,c,e) and after (b,d,f)
adsorption of BB3.
In the spectrum of PANI, the band at 325–338 nm is due to pi-pi* transitions of the benzenoid
ring and the band at 660–680 nm is attributed to excitation of the quinoid ring [59]. The spectrum of
PANI/Fe3O4 composites shows a small band at 441 nm due to doping of b nzenoid amine with Fe3O4
particles, while the band at 770 nm is due to the change f om polaron to bipolaron state, suggesting
interactions between PANI and Fe3O4 materials, which is in close resemblanc to the already reported
results [60,61].
Figu 2B shows the UV-Vis spe tra of Fe3O4, PANI, a d PANI/Fe3O4 composites after a sorption
of BB3, respectively. The appearance of absorption band at 647–651nm in all the spectra clearly indicates
the adsorption of BB3 on Fe3O4, PANI, and PANI/Fe3O4 composites. As reported previously, BB3 gives
a strong absorption band at 654 nm [62]. This absorption band i more intense in the spectrum of the
composit s as ompared to the spectra of PANI and Fe3O4. The enhancemen in the int nsity of the
absorption band of the composite around 650 nm shows strong interactions a d adsorption capability
of PANI/Fe3O4 composites tow rds BB3 as compared to pristine PANI and Fe3O4.
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3.1.3. FTIR Spectroscopy
FTIR spectroscopy is used to study and identify organic, polymeric, and in some cases inorganic
materials. Figure 3A shows FTIR spectra of Fe3O4, PANI, and PANI/Fe3O4 composites before adsorption
of BB3. The details of FTIR signals associated with different types of vibrations are summarized in
Table S2 of the Supplementary information.
A characteristic absorption band is observed at 554.8 cm−1 due to the stretching vibration of Fe–O
bonds in the Fe3O4 spectrum. In an early study, stretching vibrations of Fe–O bonds were reported at
560 cm−1 [63]. This shift in the Fe–O band towards lower frequency in the present study may be due
to the presence of DBSA in the Fe3O4 particles. Peaks at 1133.6 and 1534.6 cm−1 correspond to CH2
bending modes of DBSA. Similarly, a weak peak at 3494.3 cm−1 is because of –OH stretching attached
to the Fe3O4 surface and shows close resemblance to the already reported work [64]. Another weak
band at 1734.7 cm−1 is assigned to residual NH4OH, as already reported elsewhere [65]. The peak
at 554.8 cm−1 is due to stretching vibrations of Fe–O disappearing and a new peak at 539.5 cm−1
appearing, showing BB3 dye adsorbtion onto Fe3O4, as shown in Figure 3B. This is because of the
interaction of oxygen present in the dye structure with Fe of Fe3O4. The appearance of more intense
peaks at 1224.6 and 1365.7 in Figure 3B is also attributed to the adsorption of BB3 [66].
FTIR spectrum of PANI is also shown in Figure 3A. Peaks at 1568 cm−1 and 1466 cm−1 are due
to C=C and C=N stretching vibrations of benzoinoid and quinoid rings, respectively. Phang and
Kuramoto have reported the C=C and C=N stretching vibrations of PANI at 1572 and 1497 cm−1,
respectively [54]. The bands at 1307.6 cm−1 are due to C–N•+ stretching of secondary aromatic amine
of PANI doped with protic acid. The peak at 670.1 cm−1 shows out-of-plane bending vibrations of
the C–H bond. The peak at 1017.9 cm−1 is assigned to –SO3H group of DBSA bonded to nitrogen of
PANI. The bands at 1133.7 and 829.2 cm−1 are assigned to the aromatic C–H bending in-plane and
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out-of-plane deformation of C–H. The peaks at 2844.6, 2931.6, and 3249.9 cm−1 are assigned to N–H
stretching vibrations of secondary amines. In the early research, such peaks appeared in the range of
3000–3500 cm−1 [67]. The shifting towards the low frequency range in the present work may be due to
the presence of DBSA. After adsorption of BB3 dye, all these peaks shift towards high frequency, with
a decrease in the intensity of peaks at 2844.6 and 2931.6 cm−1, as shown in the Figure 3B [50].
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All these peaks appeared in the FTIR spectra of PANI/Fe3O4 composites, with a slight shift
towards low frequency, as shown in Figure 3A. The shifting of absorption bands towards low frequency
shows the existence of physical forces between PANI and Fe3O4. The band at 3249.9 cm−1 in the FTIR
spectrum of PANI is replaced by a broad absorption plateau in the FTIR spectrum of PANI/Fe3O4
composites. The appearance of a very small peak at 539.5 cm−1, due to Fe–O bond stretching, shows
the presence of Fe3O4 in the composite [68]. The absorption bands in the FTIR spectrum of PANI/Fe3O4
shift towards low frequency after adsorption of BB3, as was also observed in the spectra of PANI and
Fe3O4, but the peaks are more intense in the former case, as shown in Figure 3B.
3.1.4. EDX Spectroscopy
EDX study is very important to analyze elemental composition of materials. Figure 4 shows
the EDX spectra of Fe3O4, PANI, and PANI/Fe3O4 composites before a d after adsorption of BB3
dye, respectively. The highest percentages of Fe and O is present in Fe3O4, which are 53.23 and
46.77 by weight, respectively (Figure 4a). Elsewhere, Fe and O contents were reported to be 41.6 a
41.56% [69]. After BB3 adsorption, Fe content was decreased t 40.44%, while O was increased to
53.18%. The increase in oxygen and appearance of carbon in the EDX spectrum (Figure 4b) are evidence
f the adsor tion of dye onto Fe3O4.
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The presence of C and N in the EDX spectra of PANI and PANI/ Fe3O4 composites indicates their
formation. The weight percentages of C and N are 64.35 and 17.04 in PANI, respectively. Besides C
and N, some other elements, such as Fe, O, S, and Cl, are also present in PANI texture. Their presence
is attributed to the contribution from FeCl3 and DBSA, which were used as oxidant and emulsifying
agents, respectively. The increase in the percentage weights of C and O indicates adsorption of BB3
on PANI, shown in Figure 4d. Figure 4e shows the EDX spectrum of the PANI/Fe3O4 composite.
It contains 41.76 and 1.45% C and N, respectively, in addition to 13.27% Fe, indicating formation of
the PANI/Fe3O4 composite. Like PANI, PANI/Fe3O4 composites also contain 2.66% S due to DBSA.
In the EDX spectrum of the composite, the contents of both C and O increase after interaction with BB3
(Figure 4f), which suggests the adsorption of BB3 on the composite [70]. These observations support
the results obtained through UV-Vis and FTIR spectroscopies.
3.1.5. XRD Study
X-ray diffraction is an important technique used to determine the structure and composition of
synthesized materials. Figure 5A shows XRD patterns of Fe3O4, PANI, and PANI/Fe3O4 composites
before adsorption of BB3. The characteristic diffraction peaks appeared at 2θ = 24.04◦, 33.06◦, 35.6◦,
49.3◦, 53.9◦, and 62.7◦ in the XRD spectrum of Fe3O4, which indicates spinel cubic crystals of Fe3O4.
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The formation of a strong peak at 33.06◦ indicates the formation of Fe3O4. These peaks were matched
with the standard cards on powder diffraction files-2 (PDF 89-598) and have close agreement [71].
After adsorption of BB3, the intensities of diffraction peaks decrease due to interactions between dye
and Fe3O4 (Figure 5B) [72].
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XRD spectrum (Figure 5A) of PANI shows its amorphous nature. No apparent change is observed
in the spectrum of PANI after adsorption of BB3 (Figure 5B). Deshpande et al. [73] have reported
a PANI film with amorphous shape. One can observe the presence of Fe3O4 in the PANI matrix
due to diffraction peaks in the XRD spectrum of PANI/Fe3O4, but the intensities of these peaks are
smaller than those in the spectrum of pure Fe3O4 particles, showing interaction between Fe3O4 and
PANI. Obviously, the crystanality in the composites arises due to the presence of Fe3O4 particles.
After adsorption of BB3 the peaks in the XRD spectrum of the composites simply disappeared. These
observations indicate the strong overlaying layer of the dye on the surface of composites, thereby
blunting the XRD peaks that were observed before adsorption of the dye [74].
3.1.6. Surface Area Analysis
Surface area analysis has a major role in the adsorption phenomenon. The surface areas of
Fe3O4, PANI, and PANI/Fe3O4 composites before and after adsorption of BB3 were determined by
adsorption–desorption of nitrogen gas through Brunauer–Emmett–Teller (BET) method (Figure 6) [75].
The obtained results are summarized in Table 1, which show that the surface areas of Fe3O4, PANI,
and PANI/Fe3O4 composites before adsorption of BB3 are 65.818, 70.263, and 99.759 m2/g, respectively
(Figure 6A). After adsorption of BB3, the surface areas of Fe3O4, PANI, and PANI/Fe3O4 composites
decreased to 46.608, 46.698, and 53.196 m2/g, respectively (Figure 6B). The decrease in surface areas
of Fe3O4, PANI, and PANI/Fe3O4 composites after adsorption of dye confirms that PANI/Fe3O4
composites can adsorb comparatively more dye than Fe3O4 and PANI. These results correlate to those
obtained through SEM, XRD, EDX, and FTIR.
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Table 1. Surface area and Barrett, Joyner, and Halenda (BJH) para meters of Fe3O4, PANI, and
PANI/Fe3O4 composites before and after adsorption of BB3 dye.
Observations Sample BJH Average Pore Radius (Å) BJH Pore Volume (cc/g) Surface Area (m2/g)
Before adsorption
Fe3O4 14.879 0.033 65.818
PANI 15.500 0.021 70.263
PANI/Fe3O4 14.951 0.062 99.759
After adsorption
Fe3O4 14.864 0.023 46.608
PANI 14.822 0.020 46.698
PANI/Fe3O4 14.944 0.046 53.196
Beside surface area, BET calculation can also be applied to determine the pore volume and average
pore diameter, as shown in Table 1.
3.2. Equilibrium Study
An equilibrium study is very valuable for understanding the interaction of BB3 with Fe3O4,
PANI, and PANI/Fe3O4 composites. The adsorption data are shown in Table 2, which shows that
the adsorption capacity of the dye on these materials increases as the concentration of dye increases.
BB3 is a cationic dye and gets adsorbed on Fe3O4, PANI, and PANI/Fe3O4 composites from aqueous
solution due to interactions with negative sites on the surface of the adsorbent. In the literature it has
been explained that these binding sites are present (electron pair) on oxygen of Fe3O4 and nitrogen of
amine and imine PANI and PANI/Fe3O4, which are capable of interacting with oppositely charged
ions present in the dye [76]. The data obtained from the equilibrium study were fitted into Freundlich,
Langmuir, Tempkin, and D-R adsorption isotherms for estimation of various adsorption parameters.
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Table 2. Parameters calculated from adsorption isotherm models applied for adsorption of BB3 on
Fe3O4, PANI, and PANI/Fe3O4 composites.
Adsorbents Freundlich Langmuir Tempkin D-R
Fe3O4
1/n 0.9593 qmax 7.474 β −0.8096 qs 0.888
Kf 1.312 KL 0.0911 KT 8.565 Eads 0.899
R2 0.9755 RL 0.1210 R2 0.5048 R2 0.8036
- - R2 0.9788 - - - -
PANI
1/n 0.8673 qmax 47.977 β −5.626 qs 9.183
Kf 16.912 KL 0.0141 KT 22.26 Eads 0.999
R2 0.9797 RL 0.4710 R2 0.6196 R2 0.8620
- - R2 0.9849 - - - -
PANI/Fe3O4
1/n 0.9112 qmax 78.13 β −10.372 qs 20.54
Kf 44.719 KL 0.0071 KT 33.04 Eads 0.897
R2 0.9911 RL 0.6410 R2 0.7514 R2 0.9437
- - R2 0.9985 - - - -
Freundlich adsorption equation is expressed by the following equation.
ln qe= lnKf +
1
n
ln Ce (2)
where qe (mg/g) is the amount of dye adsorbed per gram of adsorbent, Ce (mg/L) is the concentration
of dye at equilibrium, Kf is Freundlich isotherm constant, and n is the intensity of adsorbent. A plot of
lnqe vs. lnCe is shown in Figure 7a.
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From the value of the slope obtained from the Freundlich adsorption isotherm, it can be
demonstrated whether adsorption is favorable or unfavorable, reversible or irreversible. It also
explains whether the system is heterogeneous or not [77]. If 1/n > 1, adsorption is unfavorable at low
concentration but favorable at high concentration; if 1/n < 1, adsorption is favorable over the entire
range of concentrations and the system is heterogeneous. However, if 1/n = 1, then the system is
homogenous [78]. The values of 1/n obtained from the Freundlich adsorption isotherm in the present
study are 0.9593, 0.8673, and 0.9112 for adsorption of BB3 on Fe3O4, PANI, and PANI/Fe3O4 composites,
respectively, as shown in Table 2. These values are in close resemblance with the literature showing that
adsorption is favorable and heterogeneous. R2 values show that the Freundlich adsorption isotherm
fits to the adsorption data for Fe3O4, PANI, and PANI/Fe3O4 composites.
The adsorption data were also analyzed through the Langmuir adsorption isotherm, which is
expressed in the following equation.
Ce
qe
=
1
qmaxKL
+
1
qmaxCe
(3)
where qmax is the max adsorption capacity (mg/g), qe is the amount of dye adsorbed at equilibrium
(mg/g), Ce is the equilibrium adsorption concentration (mg/L), and KL is the constant related to energy
(Langmuir constant). From the Langmuir isotherm, RL (dimensionless separating factor) is calculated
by the following equation.
RL =
1
(1 + K LCi)
(4)
From RL value it can be demonstrated whether adsorption is favorable, unfavorable, reversible,
or irreversible. If RL value is less than one but more than zero (0 < RL < 1) adsorption is favorable,
but if 1 < RL adsorption is unfavorable. If RL = 0 adsorption is irreversible and RL = 1 indicates that
adsorption is reversible [79]. The adsorption data obtained through the Langmuir isotherm are given
in Table 2, which show that the maximum adsorption capacities (qmax) are 7.474, 47.977, and 78.13 mg/g
for Fe3O4, PANI and PANI/Fe3O4 composites, respectively. The values of Langmuir constant (KL) and
dimensionless separating constant (RL) for all the three types of adsorbents shows that adsorption of
BB3 on Fe3O4, PANI, and PANI/Fe3O4 composites is monolayer and favorable. R2 values show that
the Langmuir adsorption isotherm fits more closely to the adsorption data than the other isotherms.
Tempkin adsorption isotherm, shown in the Equation (5), was also applied to explain the
adsorption data.
qe= βlnKT+βlnCe (5)
R2 values show that Tempkin isotherm does not fit very well to adsorption data as compared
to Freundlich and Langmuir isotherms, but is still helpful in explaining the binding forces between
adsorbents and adsorbate. KT is the binding constant at equilibrium and corresponds to maximum
binding energy [80]. Its values calculated from the intercept of plot qe vs. lnCe (Figure 7c) are 8.565,
22.26, and 33.04 L/g for Fe3O4, PANI, and PANI/Fe3O4 composites, respectively. These results show
that there are strong binding forces between BB3 and PANI/Fe3O4 as compared to binding forces of
dye with Fe3O4 and PANI, respectively. The value of constant β is related to the heat of adsorption in
Equation (6)
β =
RT
b
(6)
where b is Tempkin isotherm constant of binding energy (J/mol K). The negative sign of β values for
all the three adsorbents shows that adsorption of BB3 on Fe3O4, PANI, and PANI/Fe3O4 composites
is exothermic.
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The Dubinin-Radushkevitch (D-R) adsorption equation has also been successfully applied to the
data obtained by plotting lnqe vs. ε2, and is shown in Figure 7d. A linearized form of D.R adsorption
equation is given below
lnqe= lnqs−Bε2 (7)
where qs is the theoretical monolayer saturation capacity (mg/g), B is the constant, called D-R model
constant, and ε2 is the Polanyi potential, which is calculated by the Equation (8)
ε = RTlog(1+
1
Ce
) (8)
where R is the general gas constant and T is the absolute temperature. From the D-R model, energy of
adsorption was calculated by Equation (9)
Eads =
1√
(1− 2B)
(9)
In the literature it has been explained that for physical adsorption, the value of adsorption energy
should be less than 40 kJ/mol [81]. Its value also tells about the route of adsorption through ion
exchange process. In the early literature it has been explained that for ion exchange process the
value of adsorption energy should be in the range of 8–16 kJ/mol. The values of qs calculated from
the linear plot of D-R isotherm are 0.888, 9.183, and 20.54 mg/g for Fe3O4, PANI, and PANI/Fe3O4
composites, respectively, showing that adsorption is physical. Similarly, values of (Eads), shown in
Table 2, demonstrate that adsorption does not follow ion exchange process [82]. A comparison of
the adsorption efficiency of the synthesized materials with those reported earlier is also provided in
Table 3.
Table 3. Comparative adsorption of BB3 on Fe3O4, PANI, and PANI/Fe3O4 with other adsorbents.
Adsorbents pH T (◦C) Maximum Adsorption (mg/g) Refs.
Aleppo pine-tree sawdust 7 20 65.4 [83]
Ethylenediamine modified rice husk 4.7 25 3.29 [84]
Wood activated Charcoal 7 10–50 0.59–0.64 [85]
Quartinized sugarcane bagass 6–8 20 37.59 [86]
Activated sludge biomass - 20 36.5 [87]
Palm fruit bunch particles - - 91.33 [88]
CM-60 weak acid acrylic resin 5.5 17–50 34.36–59.53 [89]
Activated Carbon 8 32 406 [90]
Fe3O4 12 30 7.474 Present study
PANI 8 30 47.97 Present study
PANI/Fe3O4 10 30 78.13 Present study
3.3. Effect of Ionic Strength
Electrostatic interactions, such as ionic strength, greatly affect the surface properties of the
adsorbent [91]. The effect of ionic strength on adsorption of BB3 (dye concentration 80 mg/L in 20 mL
volume) on Fe3O4, PANI, and PANI/Fe3O4 was observed by adding sodium sulphate solution in
the range of 0.01–0.3 mol dm−3. The obtained results (Figure 8) show that the adsorption capacities
of Fe3O4, PANI, and PANI/Fe3O4 composites decrease as the concentration of salt (ionic strength)
increases. The minimum dye adsorption on Fe3O4, PANI, and PANI/Fe3O4 was observed at 0.25, 0.21,
and 0.25 ionic strengths, respectively. The competition of Na+ or SO42− ions with BB3 dye for active
sites present on the surface of Fe3O4, PANI, and PANI/Fe3O4 might be a reason for the decrease in
adsorption capability [71,92]. This competition is related to the interactions between hydrated ions
and active sites of the adsorbent. Cations with a smaller hydrated radius occupy more active sites on
the adsorbent, leading to stronger interaction with the adsorbent [93].
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3.4. Effect of pH
The pH of the solution plays a major role in the removal of adsorbates from aqueous solutions.
Figure 9 shows the effect of pH on the adsorption of BB3 on Fe3O4, PANI, and PANI/Fe3O4. As BB3 is
a cationic dye, at low pH the H+ ions compete with dye for active sites present on the surface of the
adsorbent and protonate them. These active sites are Fe–O and –C–N groups. Similarly, the nitrogen
and oxygen in the dye are also protonated. This c ses electrostatic repulsion b twe n ye and
adsorbent, hence r ducing adsorption [94]. As t of dye solutions increases, the adsorption
increases and reaches a maximu for Fe3 4, PANI, and PANI/Fe3O4 composites when the pH of
the dye solution is 12, 8, and 10, respectively. At high pH de-protonation of Fe–OH and –C–N–H
groups occurs, resulting in negatively charged sites, such as Fe–O− and –C–N−, which have stronger
interactions with dye. Figure 9 also indicates that after optimum pH, adsorption once again decreases.
This may be due to hydroxylation of active sites of adsorbents [95].Materials 2019, 12, x FOR PEER REVIEW  17 of 28 
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3.5. Effect of Contact Time and Temperature
Contact time and temperature are also important parameters for explaining the adsorption
phenomenon. The adsorption of BB3 on Fe3O4, PANI, and PANI/Fe3O4 composites as a function of
time is shown in Figure 10a, which shows that the adsorption increases with the passage of time.
This figure also shows that initially adsorption is fast and contributes significantly to the equilibrium,
but as the time passes, the adsorption slows down and its contribution to equilibrium decreases. This is
due to filling of active sites on the surface of the adsorbent by the molecules of dye, and gradually
adsorption becomes less effective. At this time, a dynamic equilibrium is established between the
amount of dye adsorbed and desorbed from the adsorbent. This time is termed “equilibrium time”
and the dye adsorbed at the equilibrium time is referred to as the maximum adsorption capacity of the
adsorbent. It is evident from Figure 10a that the equilibrium time of adsorption is reached for Fe3O4,
PANI, and PANI/Fe3O4 composites within 50 to 60 min [96]. Figure 10b shows that adsorption of BB3
on PANI and PANI/Fe3O4 composites is maximal at 30 ◦C and decreases beyond this temperature,
indicating exothermic behavior.
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3.6. Effect of Adsorbent Dose
The effect of adsorbent dose on adsorption of BB3 (50 mg/L) is studied with different amounts
(0.02 g, 0.06 g, and 0.1 g) of Fe3O4, PANI, and PANI/Fe3O4 composites, respectively. Th results are
shown in the Figure 11, which shows that amount of adsorption of BB3 increases as the amount of
adsorbe t increases. This shows that as the amount of adsorbent increases, more active sites are
availa le for the dsorption of dye, which results in more interactio s between dye and dsorbent. Th
figure shows t at the adsorption capacity of PANI/Fe3O4 composites is more than Fe3O4 an PANI.
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3.7. Kinetic Study
Kinetic study is very important to explain the adsorption phenomenon. The data obtained from
adsorption of BB3 dye were analyzed through Lagergren’s pseudo first order, Ho and McKay’s pseudo
second order, and Weber and Morris’s intra particle diffusion models by using Equations (10)–(12).
log(q e−qt) = logqe −
K1t
2.303
(10)
t
qt
=
1
K2qe2
+
t
qe
(11)
qt = kd.t1/2 + C (12)
where qe and qt are the amount of dye adsorbed (mg g-1) at equilibrium and at time t, K1, K2, and Kd
are rate constant of pseudo first order (min−1), pseudo second order (g mg−1 min−1), and intra-particle
diffusion models (g mg−1 min−1/2), respectively. C (mg g-1) is the constant and t is the time in minutes.
Figure 12a–c shows the fitted curves of pseudo first order, pseudo second order, and intra-particle
diffusion models for BB3 adsorbed on Fe3O4, PANI, and PANI/Fe3O4 composites, respectively.
The kinetics data obtained are shown in Table 4. The correlation factor (R2) indicates that the pseudo
second order kinetic model fits more closely to data as compared to the pseudo first order and
intra-particle diffusion models. Values of rate constant indicate that as the temperature increases,
rate of adsorption decreases [77,78].
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Table 4. Parameters of Kinetics models of BB3 adsorption onto Fe3O4, PANI, and PANI/Fe3O4 composite.
Pseudo 1st Order Pseudo 2nd Order Intra Particle Diffusion
Adsorbents K1
(min−1)
qe
(mg g−1) R
2 K2
(g mg−1 min−1)
qe
(mg g−1) R
2 Kd
(g mg−1 min−1/2)
C
(mg g−1) R
2
Fe3O4 −0.0081 3.859 0.644 0.259 7.145 0.873 0.2887 0.353 0.745
PANI −0.0128 1.733 0.688 0.211 44.50 0.979 0.1946 2.712 0.679
PANI/Fe3 4 −0.0513 2.869 0.932 0.136 76.71 0.999 0.2192 5.122 0.777
3.8. Mechanism of Adsorption
Actually, many factors, such as structure and charge on dye, surface of adsorbent, hydrophilic,
and hydrophobic properties, electrostatic interaction, nd physical for s, such as hydrogen bonding
and dipole- ipole inte action, affect the adso ptio of BB3 on PANI/Fe3O4 composites. Therefore,
different mechanisms can be proposed for the adsorption of BB3 on Fe3 4, PANI, and PANI/ Fe3O4
composites. When BB3 is added to water, it dissociates in a positively-charged complex cation and
negatively charged chloride ion as shown below (Scheme 3).Materials 2019, 12, x FOR PEER REVIEW  21 of 28 
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There is a possibility of H-bonding between amine and imine groups of PANI/Fe3O4 with nitrogen
and oxygen present in the BB3 structure. Similarly, the surface hydroxyl groups of Fe3O4 may also
form H-bonds with dye molecules [97].
There may exist Vander Waal’s interaction between hydrophobic parts of the dye and hydrophobic
parts of the PANI/Fe3O4 composite, because the nonpolar groups have a tendency to associate in aqueous
solution. Another possibility is the existence of electrostatic interaction between positively-charged
nitrogen present in the dye structure and a lone pair present on the nitrogen of amine and imine group
of PANI and PANI/Fe3O4 [98]. The adsorption behavior of BB3 on PANI/Fe3O4 in basic medium is
shown as the following (Scheme 4).
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Where R represents the non-polar part of the PANI/Fe3O4 with = NH, −NH2 of PANI, and −OH
group of Fe3O4.
During the adsorption process the amount of energy released compensates for the entropy change
of adsorbed molecules and depends upon the forces between adsorbent and adsorbate molecules;
the stronger the force, the more energy will be released. The energy released during the adsorption
process for H-bond is (2–40 kJ/mol), dipole-dipole interaction is (2–29 kJ/mol), Vander Waals forces is
(4–10 kJ/mol), and is about 5 kJ/mol for hydrophobic forces, and more than 60 kJ/mol for electrostatic
interaction [99]. In the present study the enthalpy change are −32.84, −62.93, and −74.26 kJ/mol when
BB3 adsorbs on Fe3O4, PANI, and PANI/Fe3O4, respectively.
3.9. Calculation of Thermodynamic Parameters
Thermodynamic parameters, such as activation energy, Gibb’s free energy change, enthalpy
change, and entropy change, are helpful to explain the nature of adsorption. Activation energy is
calculated by Arrhenius equation, shown below.
k = Aexp(−Ea/RT) (13)
here Ea is the activation energy, T is the absolute temperature, A is the Arrhenius constant, and k is
the rate constant. Gibb’s Free energy change is calculated by the following equation.
∆G = −RTln qe
Ce
(14)
Enthalpy change and entropy change are calculated by Van’t Hoff equation by plotting the lnqe/Ce
vs. 1/T, as given below.
ln
qe
Ce
=
∆S
R
− ∆H
RT
(15)
where ∆H is the enthalpy change and ∆S is the change in entropy, and T is the absolute temperature.
Figure 13a shows the Arrhenius plot, obtained by plotting lnK2 vs. 1/T after adsorption of BB3.
From the slope the activation energy values of adsorption of BB3 were to found to be 11.14, 11.97,
and 09.94 kJ/mol, respectively, which indicate that adsorption is physical and is a diffusion control
process (Table 5) [100]. The value of enthalpy change is also helpful in explaining the adsorption
phenomenon. It was reported that enthalpy change in the range of 84–420 kJ/mol suggests chemical
interaction between dye and adsorbent (chemisorption), while its value below 84 kJ/mol indicates
physical adsorption [95]. The values of enthalpy change in the present work, as shown in Table 5,
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are −32.84, −62.93, and −74.26 kJ/mol for the adsorption of BB3 on Fe3O4, PANI, and PANI/Fe3O4
composite, respectively, thereby confirming the physical process. The negative sign of ∆H indicates
that adsorption is exothermic. The ∆G value is also helpful in explaining the adsorption phenomenon,
it explains the spontaneity and non-spontaneity of adsorption. The negative sign for ∆G shown in
Table 5 indicates that adsorption is exothermic and spontaneous. The ∆G values in the range of
−20 to 0 kJ/mol show physiosorption, and from −400 to −80 kJ/mol show chemisorption [101,102].
The ∆G values for Fe3O4, PANI, and PANI/Fe3O4 composite used as adsorbents are −04.05, −07.78,
and −10.63 kJ/mol, respectively, which suggest that adsorption of BB3 dye on all the three adsorbents
is physical, exothermic, and spontaneous [103]. These observations strongly correlate with the data
presented in Section 3.5 for temperature effect on the absorption phenomenon.
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Table 5. Thermodynamic parameters of adsorption of BB3 on Fe3O4, PANI, and PANI/Fe3O4 composite.
Adsorbents (kJ/mol) (kJ/mol) (kJ/(mol·K)) Ea (kJ/mol)
Fe3O4 −04.05 −32.84 −0.095 11.14
PANI −07.78 −62.93 −0.182 11.97
PANI/Fe3O4 −10.63 −74.26 −0.210 09.94
4. Conclusions
PANI/Fe3O4 composites, whose syntheses were confirmed through various spectroscopic
techniques, such as SEM, FTIR, EDX, UV, and XRD, can effectively be utilized as adsorbents for
removal of BB3 (cationic dye) from aqueous solution. It was envisaged that the synergy between PANI
and magnetite would impart promising properties onto the composite material, as a high amount of
dye (78.13 mg/g) was adsorbed on PANI/Fe3O4 composites in comparison to that adsorbed for Fe3O4
(7.474 mg/g) and PANI (47.977). The enhanced adsorption capability of the composites is attributed to
the increase in surface area and pore volume of the hybrid materials. The adsorption followed pseudo
second order kinetics, with R2 values of 0.873, 0.979, and 0.999 for Fe3O4, PANI, and PANI/Fe3O4
composites, respectively. The activation energy, enthalpy, Gibbs free energy changes, and entropy
changes were found to be 11.14, −32.84, −04.05, and −0.095 kJ/mol for Fe3O4, 11.97, −62.93, −07.78,
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and −0.18 kJ/mol for PANI, and 09.94, −74.26, −10.63, and −0.210 kJ/mol for PANI/Fe3O4, respectively,
indicating the spontaneous and exothermic nature of the adsorption process. The Langmuir adsorption
isotherm model fitted more closely to the data. The adsorption was greater in basic medium than
in acidic medium. The adsorption was well-described by the pseudo second order kinetic model.
Thermodynamically, adsorption is proven to be exothermic and spontaneous.
Supplementary Materials: The following are available online at http://www.mdpi.com/1996-1944/12/11/1764/s1,
Table S1: Comparison of different synthesis methods for PANI/iron oxide and their use as adsorbent for removal
of various dyes, Table S2: Summery of FTIR absorption bands.
Author Contributions: A.M. performed experimental work, formal analysis, and writing of main draft.
A.-u.-H.A.S. supervised and contributed in writing and editing. S.B. and G.R. contributed to writing and
formal analysis.
Funding: This research was funded by the Higher Education Commission Pakistan (project No. 20-1647 and
20–111/NRPU/R&D/HEC). The APC was funded by the German Research Foundation and the Open Access
Publication Funds of the Technische Universität Braunschweig.
Acknowledgments: We acknowledge support from the German Research Foundation and the Open Access
Publication Funds of the Technische Universität Braunschweig. S.B. acknowledges support from the Alexander
von Humboldt Foundation Germany.
Conflicts of Interest: The authors declare no conflict of interest.
References
1. Ayad, M.M.; El-Nasr, A.A. Adsorption of Cationic Dye (Methylene Blue) from Water Using Polyaniline
Nanotubes Base. J. Phys. Chem. C 2010, 114, 14377–14383. [CrossRef]
2. Gonga, J.L.; Wanga, B.; Zenga, G.M.; Yanga, C.P.; Niua, C.G.; Niua, Q.Y.; Zhoua, W.J.; Liangb, Y. Removal
of cationic dyes from aqueous solution using magnetic multi-wall carbon nanotube nanocomposite as
adsorbent. J. Hazard. Mater. 2009, 164, 1517–1522. [CrossRef]
3. Bukallah, S.B.; Rauf, M.A.; AlAli, S.S. Removal of Methylene Blue from aqueous solution by adsorption on
sand. Dyes Pigm. 2007, 74, 85–87. [CrossRef]
4. Ghoreishi, S.M.; Haghighi, R. Chemical catalytic reaction and biological oxidation for treatment of
non-biodegradable textile eﬄuent. J. Chem. Eng. 2003, 95, 163–169. [CrossRef]
5. Blanco, M.; Martinez, A.; Marcaide, A.; Aranzabe, E.; Aranzabe, A. Heterogeneous Fenton Catalyst for the
Efficient Removal of Azo Dyes in Water. Am. J. Anal. Chem. 2014, 5, 490–499. [CrossRef]
6. Amin, N.K. Removal of direct blue-106 dye from aqueous solution using new activated carbons developed
from pomegranate peel: Adsorption equilibrium and kinetics. J. Hazard. Mater. 2009, 165, 52–62. [CrossRef]
[PubMed]
7. Darvishmanesh, S.; Pethica, B.A.; Sundaresan, S. Forward osmosis using draw solutions manifesting
liquid-liquid phase Separation. Desalination 2017, 421, 23–31. [CrossRef]
8. Konicki, W.; Aleksandrzak, M.; Mijowska, E. Equilibrium, kinetic and thermodynamic studies on adsorption
of cationic dyes from aqueous solutions using graphene oxide. Chem. Eng. Res. Des. 2017, 123, 35–49.
[CrossRef]
9. Zhao, B.; Xiao, W.; Shang, Y.; Zhu, H.; Han, R. Adsorption of light green anionic dye using cationic
surfactant-modified peanut husk in batch mode. Arab. J. Chem. 2017, 10, S3595–S3602. [CrossRef]
10. Ali, A.F.; Kovo, A.S.; Adetunji, S.A. Methylene Blue and Brilliant Green Dyes Removal from Aqueous
Solution Using Agricultural Wastes Activated Carbon. J. Encaps. Adsorpt. Sci. 2017, 7, 95–107. [CrossRef]
11. Bonou1, S.A.S.; Sagbo, E.; Charvillat, S.O.C.; Nissan, B.B.; Cazalbou, S. Adsorption of Textile Dyes on the
Shells of Snails Achatina achatina and Lanistes varicus Acclimatized in Benin: Influence of Their Heating
Treatment. J. Environ. Prot. 2018, 9, 158–174. [CrossRef]
12. Lin, L.; Zhai, S.R.; Xiao, Z.Y.; Song, Y.; Song, X.W. Dye adsorption of mesoporous activated carbons produced
from NaOH-pretreated rice husks. Bioresour. Technol. 2013, 136, 437–443. [CrossRef] [PubMed]
13. Sahal, T.K.; Bhoumik, N.C.; Karmaker, S.; Ahmed, M.G.; Ichikawa, H.; Fukumori., Y. Adsorption of Methyl
Orange onto Chitosan from Aqueous Solution. J. Water Resour. Prot. 2010, 2, 898–906. [CrossRef]
Materials 2019, 12, 1764 22 of 26
14. Muinde, V.M.; Onyari, J.M.; Wamalwa, B.; Wabomba, J.; Nthumbi, R.M. Adsorption of Malachite Green from
Aqueous Solutions onto Rice Husks: Kinetic and Equilibrium Studies. J. Environ. Prot. 2017, 8, 215–230.
[CrossRef]
15. Fernandez, M.E.; Nunell, G.V.; Bonelli, P.R.; Cukierman, A.L. Activated carbon developed from orange peels:
Batch and dynamic competitive adsorption of basic dyes. Ind. Crop. Prod. 2014, 62, 437–445. [CrossRef]
16. Zhang, G.L.; Deng, H.; Sun, P. Dyes adsorption using a synthetic carboxymethyl cellulose-acrylic acid
Adsorbent. J. Environ. Sci. 2014, 26, 1203–1211. [CrossRef]
17. Krishnani, K.K.; Srinives, S.; Mohapatra, B.C.; Boddu, V.M.; Hao, J.; Meng, X.; Mulchandani, A. Hexavalent
chromium removal mechanism using conducting polymers. J. Hazard. Mater. 2013, 252, 99–106. [CrossRef]
[PubMed]
18. Bilal, S.; Farooq, S.; Shah, H.A.A.; Holze, R. Improved solubility, conductivity, thermal stability and corrosion
protection properties of poly(o-toluidine. synthesized via chemical polymerization. Synth. Met. 2014, 197,
144–153. [CrossRef]
19. Kaloni, T.P.; Giesbrecht, P.K.; Schreckenbach, G.; Freund, M.S. Polythiophene: From Fundamental Perspectives
to Applications. Chem. Mater. 2017, 29, 10248–10283. [CrossRef]
20. Bai, H.; Chen, Q.; Li, C.; Lu, C.; Shi, G. Electrosynthesis of polypyrrole/sulfonated polyaniline composite
films and their applications for ammonia gas sensing. Polymer 2007, 48, 4015–4020. [CrossRef]
21. Shih, Y.C.; Ke, C.Y.; Yu, C.J.; Lu, C.Y.; Tseng, W.L. Combined Tween 20-Stabilized Gold Nanoparticles and
Reduced Graphite Oxide−Fe3O4 Nanoparticle Composites for Rapid and Efficient Removal of Mercury
Species from a Complex Matrix. ACS Appl. Mater. Interface 2014, 6, 17437–17445. [CrossRef] [PubMed]
22. Li, J.; Zhang, Q.; Feng, J.; Yan, W. Synthesis of PPy-modified TiO2 composite in H2SO4 solution and its novel
adsorption characteristics for organic dyes. Chem. Eng. J. 2013, 225, 766–775. [CrossRef]
23. El-Naggar, I.M.; Zakaria, E.S.; Ali, M.; Khali, M.; El-Shahat, M.F. Removal of Cesium on Polyaniline
Titanotungstate as Composite Ion Exchanger. Adv. Chem. Eng. Sci. 2012, 2, 166–179. [CrossRef]
24. Khuspe, G.D.; Navale, S.T.; Chougule, M.A.; Sen, S.; Agawane, G.L.; Kim, J.H.; Patil, V.B. Facile method
of synthesis of polyaniline-SnO2 hybrid nano composites: Microstructural, optical and electrical transport
properties. Synth. Met. 2013, 178, 1–9. [CrossRef]
25. Vivekanandan, J.; Ponnusamy, V.; Mahudeswaraand, A.; Vijayanand, P.S. Synthesis, characterization and
conductivity study of polyaniline prepared by chemical oxidative and electrochemical methods. Arch. Appl.
Sci. Res. 2011, 3, 147–153.
26. Jamadade, V.S.; Dhawale, D.S.; Lokhande, C.D. Studies on electro synthesized leucoemeraldine, emeraldine
and pernigraniline forms of polyaniline films and their super capacitive behavior. Synth. Met. 2010, 160,
955–960. [CrossRef]
27. Zaragoza, C.E.A.; Hernández, E.A.; Estrada, M.; Kobayashi, T. Synthesis of diphenylamine-co-aniline
copolymers in emulsified systems using a reactive surfactant as the emulsifying agent and aniline monomer.
Synth. Met. 2016, 214, 5–13. [CrossRef]
28. Bian, C.; Yu, A.; Wu, H. Fibriform polyaniline/nano-TiO2 composite as an electrode material for aqueous
redox supercapacitors. Electrochem. Commun. 2009, 11, 266–269. [CrossRef]
29. Gemeay, A.H.; El-Sharkawy, R.G.; Mansour, I.A.; Zaki, A.B. Catalytic activity of polyaniline/MnO2 composites
towards the oxidative decolorization of organic dyes. Appl. Catal. B Environ. 2008, 80, 106–115. [CrossRef]
30. Huang, X.; Wang, G.; Yang, M.; Guo, W.; Gao, H. Synthesis of polyaniline-modified Fe3O4/SiO2/TiO2
composite microspheres and their photocatalytic application. Mater. Lett. 2011, 65, 2887–2890. [CrossRef]
31. Jing, S.; Xing, S.; Yu, L.; Wu, Y.; Zhao, C. Synthesis and characterization of Ag/polyaniline core–shell
nanocomposites based on silver nanoparticles colloid. Mater. Lett. 2007, 61, 2794–2797. [CrossRef]
32. Ji, Y.; Qin, C.; Niu, H.; Sun, L.; Jin, Z.; Bai, X. Electrochemical and electro chromic behaviors of
polyaniline-graphene oxide composites on the glass substrate/Ag nano-film electrodes prepared by vertical
target pulsed laser deposition. Dyes Pigm. 2015, 117, 72–82. [CrossRef]
33. Liu, P.; Huang, Y.; Zhang, X. Synthesis, characterization and excellent electromagnetic wave absorption
properties of graphene@CoFe2O4@polyaniline nanocomposites. Synth. Met. 2015, 201, 76–81. [CrossRef]
34. Janaki, V.; Oh, B.; Shanthi, K.; Lee, K.; Ramasamy, A.K.; Kamala, S. Polyaniline/chitosan composite: An
eco-friendly polymer for enhanced removal of dyes from aqueous solution. Synth. Met. 2012, 162, 974–980.
[CrossRef]
Materials 2019, 12, 1764 23 of 26
35. Sultana, S.; Zain, K.M. Synthesis and characterization of copper ferrite nanoparticles doped polyaniline.
J. Alloy. Compd. 2012, 535, 44–49. [CrossRef]
36. Neuberger, T.; Schöpf, B.; Hofmann, H.; Hofmann, M.; Rechenberg, B. Superparamagnetic nanoparticles for
biomedical applications: Possibilities and limitations of a new drug delivery system. J. Magn. Magn. Mater.
2005, 293, 483–496. [CrossRef]
37. Khurshid, H.; Hadjipanayis, C.; Chen, H.W.; Li, H.; Mao, H.; Machaidze, R.; Tzitzios, V.; Hadjipanay, G.C.
Core/shell structured iron/iron-oxide nanoparticles as excellent MRI contrast enhancement agents. J. Magn.
Magn. Mater. 2013, 331, 17–20. [CrossRef]
38. Wang, G.; Chang, Y.; Wang, L.; Wei, Z.; Kang, J.; Sang, L.; Dong, X.; Chen, G.; Wang, H.; Qi, H. Preparation
and characterization of PVPI-coated Fe3O4 nanoparticles as an MRI contrast agent. J. Magn. Magn. Mater.
2013, 340, 57–60. [CrossRef]
39. Pankhurst, Q.A.; Connolly, J.; Jones, S.K.; Dobson, J. Applications of magnetic nanoparticles in biomedicine.
J. Phys. D Appl. Phys. 2003, 36, R167–R181. [CrossRef]
40. Ito, A.; Shinkai, M.; Honda, H.; Kobayashi, T. Medical application of functionalized magnetic nanoparticles.
J. Biosci. Bioeng. 2005, 100, 1–11. [CrossRef]
41. Do, S.H.; Jo, Y.H.; Park, J.Y.; Hong, S.H. As3+ removal by Ca–Mn–Fe3O4 with and without H2O2: Effects
ofcalcium oxide in Ca–Mn–Fe3O4. J. Hazard. Mater. 2014, 280, 322–330. [CrossRef] [PubMed]
42. Hu, J.; Irene, M.C.; Chen, G. Fast Removal and Recovery of Cr(VI) Using Surface-Modified Jacobsite
(MnFe2O4) Nanoparticles. Langmuir 2005, 21, 11173–11179. [CrossRef] [PubMed]
43. Tavakoli, A.; Sohrabi, M.; Kargari, A. A review of methods for synthesis of nano structured metals with
emphasis on iron compounds. Chem. Pap. 2007, 61, 151–170. [CrossRef]
44. Amer, M.A.; Meaz, T.M.; Attalah, S.S.; Ghoneim, A.I. Structural and magnetic characterization of the
Mg0.2_xSrxMn0.8Fe2O4 nanoparticles. J. Magn. Magn. Mater. 2014, 363, 60–65. [CrossRef]
45. Lam, U.T.; Mammucari, R.; Suzuki, K.; Foster, N.R. Processing of iron oxide nanoparticles by supercritical
fluids. Ind. Eng. Chem. Res. 2008, 47, 599–614. [CrossRef]
46. Teja, A.S.; Koh, P.Y. Synthesis, properties, and applications of magnetic iron oxide nanoparticles. Prog. Cryst.
Growth Charact. Mater. 2009, 55, 22–45. [CrossRef]
47. Majewski, P.; Thierry, B. Functionalized magnetite nanoparticles-synthesis, properties, and bio-applications.
Solid State Mater. Sci. 2007, 32, 203–215. [CrossRef]
48. Jia, Z.; Yujun, W.; Yangcheng, L.; Jingyu, M.; Guangsheng, L. In situ preparation of magnetic chitosan/Fe3O4
composite nanoparticles in tiny pools of water-in-oil microemulsion. React. Funct. Polym. 2006, 66, 1552–1558.
[CrossRef]
49. Racuciu, M.; Creanga, D.E.; Airinei, A. Citric-acid coated magnetite nanoparticles for biological Applications.
Eur. Phys. J. E 2006, 21, 117–121. [CrossRef] [PubMed]
50. Shena, J.; Shahida, S.; Amuraa, I.; Sarihana, A.; Tiana, M.; Emanuelsson, E.A. Enhanced adsorption of cationic
and anionic dyes from aqueous solutions by polyacid doped polyaniline. Synth. Met. 2018, 245, 151–159.
[CrossRef]
51. Ahmadi, S.; Chia, C.H.; Zakaria, S.; Saeedfar, K.; Asim, N. Synthesi of Fe3O4 nanocrystals using hydrothermal
approach. J. Magn. Magn. Mater. 2012, 324, 4147–4150. [CrossRef]
52. Shreepathi, S.; Holze, R. Spectro electrochemical Investigations of Soluble Polyaniline Synthesized via New
Inverse Emulsion Pathway. Chem. Mater. 2005, 17, 4078–4085. [CrossRef]
53. Samania, M.R.; Borghei, S.M.; Olad, A.; Chaichi, M. Removal of chromium from aqueous solution using
polyaniline-Poly ethylene glycol composites. Hazard. Mater. 2010, 184, 248–254. [CrossRef]
54. Wai, P.B.S.; Kuramoto, N. Development and Investigation of Polyaniline Micro/nanocomposites that Possess
Moderate Conductivity, Dielectric and Magnetic Properties. Polymer 2008, 40, 25–32. [CrossRef]
55. Liu, Y.; Drew, M.G.B.; Cao, F.L. A comparative study of Fe3O4/polyaniline composites with octahedral and
microspherical inorganic kernels. J. Mater. Sci. 2014, 49, 3694–3704. [CrossRef]
56. Eskizeybek, V.; Sar, F.; Gülce, H.; Gülce, A.; Avc, A. Preparation of the new polyaniline/ZnO nano composite
and its photocatalytic activity for degradation of methylene blue and malachite green dyes under UV and
natural sun lights irradiations. Appl. Catal. B 2012, 119, 197–206. [CrossRef]
Materials 2019, 12, 1764 24 of 26
57. Tung, L.M.; Cong, N.X.; Huy, L.T.; Lan, N.T.; Phan, V.N.; Hoa, N.Q.; Vinh, L.K.; Thinh, N.V.; Tai, L.T.; Ngo, D.T.;
Mølhave, K.; Tran Quang Huy, T.Q.; Le, A.T.; et al. Synthesis, Characterizations of Superparamagnetic
Fe3O4–Ag Hybrid Nanoparticles and Their Application for Highly Effective Bacteria Inactivation. J. Nanosci.
Nanotechnol. 2016, 16, 5902–5912. [CrossRef]
58. Bachan, N.; Asha, A.; Jeyarani, W.J.; Kumar, D.A.; Shyla, J.M. A Comparative Investigation on the Structural,
Optical and Electrical Properties of SiO2–Fe3O4 Core–Shell Nanostructures with Their Single Components.
Acta Metall. Sin. Engl. Lett. 2015, 28, 1317–1325. [CrossRef]
59. Ullah, R.; Bowmaker, G.A.; Laslau, C.; Zujovic, Z.D.; Ali, K.; Shah, A.H.A.; Sejdic, J.T. Synthesis of polyaniline
by using CuCl2 as oxidizing agent. Synth. Met. 2014, 198, 203–211. [CrossRef]
60. Aphesteguy, J.C.; Jacobo, S.E. Synthesis of a soluble polyaniline ferrite composite: Magnetic and electric
properties. J. Mater. Sci. 2007, 42, 7062–7068. [CrossRef]
61. Huang, J.; Li, Q.; Wang, Y.; Dong, L.; Xie, H.; Wang, J.; Xiong, C. Fluxible Nanoclusters of Fe3O4 Nanocrystals
Embedded Polyaniline by Macromolecule-Induced Self-Assembly. Langmuir 2013, 29, 10223–10228.
[CrossRef] [PubMed]
62. Khataee, A.R.; Mirzajani, O. UV/peroxydisulfate oxidation of C. I. Basic Blue 3: Modeling of key factors by
artificial neural network. Desalination 2010, 251, 64–69. [CrossRef]
63. Roychowdhury, A.; Pati, S.P.; Mishra, A.K.; Kumar, S.; Das, D. Magnetically addressable fluorescent
Fe3O4/ZnO nanocomposites: Structural, optical and magnetization studies. J. Phys. Chem. Solids 2013, 74,
811–818. [CrossRef]
64. Gholivand, M.B.; Yamini, Y.; Dayeni, M.; Seidi, S. Removal of Methylene Blue and Neutral Red from Aqueous
Solutions by Surfactant-Modified Magnetic Nanoparticles as Highly Efficient Adsorbent. Environ. Prog.
Sustain. Energy 2015, 34, 1683–1693. [CrossRef]
65. Khoshnevisan, K.; Barkhi, M.; Zare, D.; Davoodi, D.; Tabatabaei, M. Preparation and Characterization of
CTAB-Coated Fe3O4 Nanoparticles. Nano-Metal Chem. 2012, 42, 644–648. [CrossRef]
66. Cao, C.; Xiao, L.; Chen, C.; Shi, X.; Cao, Q.; Gao, L. In situ preparation of magnetic Fe3O4/chitosan
nanoparticles via a novel reduction–precipitation method and their application in adsorption of reactive azo
dye. Powder Technol. 2014, 260, 90–97. [CrossRef]
67. Ayad, M.; Hefnawy, G.E.; Zaghlol, S. Facile synthesis of polyaniline nanoparticles; its adsorption behavior.
J. Chem. Eng. 2013, 217, 460–465. [CrossRef]
68. Umare, S.S.; Shambharkar, B.H.; Ningthoujam, R.S. Synthesis and characterization of polyaniline–Fe3O4
nanocomposite: Electrical conductivity, magnetic, electrochemical studies. Synth. Met. 2010, 160, 1815–1821.
[CrossRef]
69. Zhan, J.; Zhang, H.; Zhub, G. Magnetic photocatalysts of cenospheres coated with Fe3O4/TiO2 core/shell
nanoparticles decorated with Ag nanopartilces. Ceram. Int. 2014, 40, 8547–8559. [CrossRef]
70. Yang, Y.; Qi, S. Preparation of pyrrole with iron oxide precipitated on the surface of graphite nanosheet.
J. Magn. Magn. Mater. 2012, 324, 2380–2387. [CrossRef]
71. Shariati, S.; Faraji, M.; Yamini, Y.; Rajabi, A.A. Fe3O4 magnetic nanoparticles modified with sodium dodecyl
sulfate for removal of safranin O dye from aqueous solutions. Desalination 2011, 270, 160–165. [CrossRef]
72. Absalan, G.; Asadi, M.; Kamran, S.; Sheikhian, L.; Goltz, D.G. Removal of reactive red-120 and
4-(2-pyridylazo. resorcinol from aqueous samples by Fe3O4 magnetic nanoparticles using ionic liquid as
modifier. J. Hazard. Mater. 2011, 192, 476–484. [CrossRef]
73. Deshpande, N.G.; Gudagea, Y.G.; Sharma, R.; Vyas, J.C.; Kim, J.B.; Lee, Y.P. Studies on tin oxide-intercalated
polyaniline nanocomposite for ammonia gas sensing applications. Sens. Actuators B 2009, 138, 76–84.
[CrossRef]
74. Jang, J.H.; Lim, H.B. Characterization and analytical application of surface modified magnetic nanoparticles.
Microchem. J. 2010, 94, 148–158. [CrossRef]
75. Xuan, S.; Wang, F.; Lai, J.M.Y.; Sham, K.W.Y.; Xiang, J.Y.; Lee, W.S.F.; Yu, J.C.; Cheng, C.H.K.; Leung, K.C.
Synthesis of Biocompatible, Mesoporous Fe3O4 Nano/Microspheres with Large Surface Area for Magnetic
Resonance Imaging and Therapeutic Applications. Appl. Mater. Interfaces 2011, 3, 237–244. [CrossRef]
76. Etim, U.J.; Umoren, S.A.; Eduok, U.M. Coconut coir dust as a low cost adsorbent for the removal of cationic
dye from aqueous solution. J. Saudi Chem. Soc. 2016, 20, S67–S76. [CrossRef]
Materials 2019, 12, 1764 25 of 26
77. Salem, M.A. The role of polyaniline salts in the removal of direct blue 78 from aqueous solution: A kinetic
study. React. Funct. Polym. 2010, 70, 707–714. [CrossRef]
78. Rauf, M.A.; Bukallah, S.B.; Hamour, F.A.; Nasir, A.S. Adsorption of dyes from aqueous solutions onto sand
and their kinetic behavior. J. Chem. Eng. 2008, 137, 238–243. [CrossRef]
79. Sharma, P.; Das, M.R. Removal of a Cationic Dye from Aqueous Solution Using Graphene Oxide Nanosheets:
Investigation of Adsorption Parameters. J. Chem. Eng. Data 2013, 58, 151–158. [CrossRef]
80. Abdelwahab, O. Evaluation of the use of loofa activated carbons as potential adsorbents for aqueous solutions
containing dye. Desalination 2008, 222, 357–367. [CrossRef]
81. Zreig, M.A.; Rudra, R.P.; Dickinson, W.T.; Evans, L. Effect of surfactants on sorption of atrazine by soil.
J. Contam. Hydrol. 1999, 36, 249–263. [CrossRef]
82. Patil, M.R.; Khairnar, S.D.; Shrivastava, V.S. Synthesis, characterisation of polyaniline–Fe3O4 magnetic
nanocomposite and its application for removal of an acid violet 19 dye. Appl. Nanosci. 2016, 6, 495–502.
[CrossRef]
83. Ouazene, N.; Lounis, A. Adsorption characteristics of CI Basic Blue 3 from aqueous solution onto Alleppo
pine-tree sawdust. Color. Technol. 2011, 127, 21–27.
84. Ong, S.T.; Lee, C.K.; Zainal, Z. A cmparison of sorption and photodegradation study in the removal of basic
and reactive dyes. Aust. J. Basic Appl. Sci. 2009, 3, 3408–3416.
85. Bangash, F.K.; Manaf, A. Dyes removal from aqueous solution using wood activated charcoal of bombax
cieba tree. J. Chin. Chem. Soc. 2005, 52, 489–494. [CrossRef]
86. Wong, S.Y.; Tan, Y.P.; Abdullah, A.H.; Ong, S.T. The removal of basic and reactive dyes using quartenised
sugar cane bagasse. J. Phys. Sci. 2009, 20, 59–74.
87. Chu, H.C.; Chen, K.M. Reuse of activated sludge biomass: I. Removal of basic dyes from wastewater biomass.
Process Biochem. 2002, 37, 595–600. [CrossRef]
88. Marungrueng, K.; Pavasant, P. Removal of basic dye (Astrazon Blue FGRL. using macroalga Caulerpa
lentillifera. J. Environ. Manag. 2006, 78, 268–274. [CrossRef]
89. Barsa, A.; Buha, R.; Dulman, V. Removal of Basic Blue 3 by sorption onto weak acid acrylic resin. J. Appl.
Polym. Sci. 2009, 113, 607–614. [CrossRef]
90. Vasanth, K.; Sivanesan, S. Isotherm parameters for basic dyes onto activated carbon: Comparison of linear
and non-linear method. J. Hazard. Mater. 2006, 129, 147–150. [CrossRef]
91. Zhang, J.; Cai, D.; Zhang, G.; Cai, C.; Zhang, C.; Qiu, G.; Zheng, K.; Wu, Z. Adsorption of methylene blue
from aqueous solution onto multiporous palygorskite modified by ion beam bombardment: Effect of contact
time, temperature, pH and ionic strength. Appl. Clay Sci. 2013, 83, 137–143. [CrossRef]
92. Hu, Y.; Guo, T.; Ye, X.; Li, Q.; Guo, M.; Liu, H.; Wu, Z. Dye adsorption by resins: Effect of ionic strength on
hydrophobic and electrostatic interactions. Chem. Eng. J. 2013, 228, 392–397. [CrossRef]
93. Xu, D.; Tan, X.L.; Chen, C.L.; Wang, X.K. Adsorption of Pb(II) from aqueous solution to MX-80 bentonite:
Effect of pH, ionic strength, foreign ions and temperature. Appl. Clay Sci. 2008, 41, 37–46. [CrossRef]
94. Lian, L.; Guo, L.; Guo, C. Adsorption of Congo red from aqueous solutions onto Ca-bentonite. J. Hazard. Mater.
2009, 16, 126–131. [CrossRef]
95. Mahanta, D.; Madras, G.; Radhakrishnan, S.; Patil, S. Adsorption of Sulfonated Dyes by Polyaniline
Emeraldine Salt and Its Kinetics. J. Phys. Chem. B 2008, 112, 10153–10157. [CrossRef]
96. Ai, L.; Jianga, J.; Zhang, R. Uniform polyaniline microspheres: A novel adsorbent for dye removal from
aqueous solution. Synth. Met. 2010, 160, 762–767. [CrossRef]
97. Muller-Dethlefs, K.; Hobza, P. Noncovalent interactions: A challenge for experiment and theory. Chem. Rev.
2000, 100, 143–167. [CrossRef]
98. Wang, J.; Deng, B.; Chen, H.; Wang, X.O.; Zheng, J.Z. Removal of aqueous Hg(II. by polyaniline: Sorption
characteristics and mechanisms. Environ. Sci. Technol. 2009, 43, 5223–5228. [CrossRef]
99. Ahmad, R.; Kumar, R. Conducting Polyaniline/Iron Oxide Composite: A Novel Adsorbent for the Removal
of Amido Black 10B. J. Chem. Eng. Data 2010, 55, 3489–3493. [CrossRef]
100. Yang, C.; Du, J.; Peng, Q.; Qiao, R.; Chen, W.; Xu, C.; Shuai, Z.; Gao, M. Polyaniline/Fe3O4 Nanoparticle
Composite: Synthesis and Reaction Mechanism. J. Phys. Chem. B 2009, 113, 5052–5058. [CrossRef]
Materials 2019, 12, 1764 26 of 26
101. Fernandes, A.N.; Almedia, C.A.P.; Debacher, N.A.; Sierra, M.D.S. Isotherm and thermodynamic data of
adsorption of methylene blue from aqueous solution onto peat. J. Mol. Struct. 2010, 982, 62–65. [CrossRef]
102. Gupta, V.K.; Pathania, D.; Kothiyal, N.C.; Sharma, G. Polyaniline zirconium (IV) silicophosphate
nanocomposite for remediation of methylene blue dye from waste water. J. Mol. Liq. 2014, 190, 139–145.
[CrossRef]
103. Ai, L.; Li, M.; Li, L. Adsorption of Methylene Blue from Aqueous Solution with Activated Carbon/Cobalt
Ferrite/Alginate Composite Beads: Kinetics, Isotherms, and Thermodynamics. J. Chem. Eng. Data 2011, 56,
3475–3483. [CrossRef]
© 2019 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).
